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DEMULSIFICATION OF WATER-IN-OIL 
EMULSIONS 

This is a Divisional Application of US. Ser. No. 09/803, 
575 ?led Mar. 9, 2001 now US. Pat. No. 6,555,009. 

FIELD OF THE INVENTION 

The invention includes a method for demulsi?cation of 
Water-in-oil emulsions using sonication and recovering oil 
therefrom. The invention also includes a method for deter 
mining the strength of an interfacial ?lm formed at the 
oil-Water interface. The oil of the emulsion can be of any 
type including crude oils, crude oil distillates, vegetable oils, 
animal oils, synthetic oils and mixtures thereof. 

BACKGROUND OF THE INVENTION 

High TAN and asphaltene content crude oils possess the 
tendency to form stable Water-in-crude oil emulsions. Such 
crude oil typically contains from about 1 to about 60 volume 
% Water. The polar naphthenic acids and asphaltenes in the 
crude oil stabiliZe dispersed Water droplets. Further, sub 
micron siZe solids like silica and clay, When present in the 
crude oil, interact With the polar acids and asphaltenes and 
enhance the stability of the emulsions formed. Formation of 
stable Water-in-crude oil emulsions result in dif?culty in 
separation of Water and crude oil. In most cases, knoWn 
technologies for separation result in an intermediate emul 
sion rag layer. Further processing of the rag layer is essential 
to recover the crude oil and discharge the Water. The 
problem is faced both at production facilities and in re?nery 
desalters. 

Electrostatic demulsi?cation in the presence of chemical 
demulsi?ers is the most Widely used technology for demul 
si?cation of Water-in-crude oil emulsions. 

Gravity settling and centrifugation in conjunction With 
chemical demulsi?ers are also employed. 

Recently, a microWave technology (See for example US. 
Pat. Nos. 6,086,830 and 6,077,400) patented by Imperial 
Petroleum Recovery Corporation has emerged for treatment 
of hard to treat emulsions especially the rag layer. 
Thermal ?ash methods are also knoWn in the art. 

SUMMARY OF THE INVENTION 
The instant invention includes a method for demulsifying a 
Water-in-oil emulsion comprising the steps of: 

(a) sonicating said emulsion at an energy of about 25 to 
about 500 Watts/cm2; 

(b) separating said emulsion into an oil phase and an 
aqueous phase; and 

(c) recovering said phases. 
The invention may further optionally comprises adding 

demulsi?er to said emulsion prior to or during said sonica 
tion step (a). 

The invention likeWise includes a method for determining 
the strength of an interfacial ?lm present at the oil-Water 
interface of a Water-in-oil emulsion comprising; 

(a) sonicating a series of at least three samples of said 
Water-in-oil emulsion Wherein each of said samples is 
sonicated at an energy of at least about 25 Watt/cm2 
higher than the preceeding sample; 

(b) separating each of said sonicated Water-in-oil emul 
sion samples into a Water phase and an oil phase 

(c) determining the percent Water separated for each of 
said samples in said series of samples; and 

(d) determining said strength of said interfacial ?lm Which 
strength corresponds to the energy of sonication at 

5 

15 

20 

25 

30 

35 

40 

45 

50 

55 

60 

65 

2 
Which the greatest percentage of Water from said series 
of sample is separated from said Water-in-oil emulsion 
by identifying the energy at Which the greatest percent 
age of Water Was separated. 

The invention also includes a method for separation of a 
Water-in-oil emulsion in a process scheme including an 
on-line sonicator comprising the steps of: 

(a) collecting a Water-in-oil emulsion from said process 
scheme; 

(b) sonicating said emulsion, Wherein said emulsion is 
sonicated in a series of at least three samples and 
Wherein each of said samples is sonicated at an energy 
of at least about 25 Watt/cm2 higher than the preceeding 
sample; 

(c) separating each of said samples of sonicated Water 
in-oil emulsion into a Water phase and an oil phase; 

(d) determining the percent Water separated for each of 
said samples in said series of samples; and 

(e) determining said strength of said interfacial ?lm Which 
strength corresponds to the energy of sonication at 
Which the greatest percentage of Water from said series 
of sample is separated from said Water-in-oil emulsion 
by identifying the energy at Which the greatest percent 
age of Water Was separated. 

(f) setting the said on-line sonicator to a sonication energy 
level corresponding to said determined interfacial ?lm 
strength: and 

(g) sonicating said Water-in-oil emulsion in said on-line 
sonicator set to said determined interfacal ?lm strength; 
and 

(h) separating said sonicated emulsion into a layer com 
prising Water and a layer comprising oil. 

DETAILED DESCRIPTION OF THE 
INVENTION 

The invention includes a method for recovering oil from 
a Water-in-oil emulsion. In such emulsions, particularly 
those containing crude oils, the organic acids, asphaltenes, 
basic nitrogen-containing compounds and solid particles 
present in the crude form an interfacial ?lm at the Water/oil 
interface. The instant invention affords a Way to break the 
?lm and demulsify the emulsion, thereby forming a plurality 
of layers from Which oil can be recovered. 
The invention may further comprise adding a demulsi?er 

to said Water-in-oil emulsion. Use of a demulsi?er is 
believed to Weaken the interfacial ?lm present in the emul 
sion With demulsi?er at the oil/Water interface. Such a ?lm 
is Weaker than the ?lm formed absent the demulsi?er. Thus, 
use of a demulsi?er can loWer the sonication energy required 
to break the interfacial ?lm of the emulsion. One skilled in 
the art Will readily recogniZe that the sonication energy can 
be loWered by use of demulsi?ers and the advantages 
associated With their use in hard to break emulsions. 
The invention is applicable to any type of Water-in-oil 

emulsion, and is particularly suitable for solids containing 
Water-in-oil emulsions, and is applicable to crude oil emul 
sions comprising components Which may include solids, 
asphaltenes, organic acids, basic nitrogen compounds and 
mixtures thereof. Thus, the invention can be applied to 
Water-in-oil emulsions of crude oils, vegetable oils, animal 
oils, synthetic oils and miXtures thereof. As used herein 
crude oils include any oils comprising organic acids, and 
may also contain asphaltenes, solids and basic nitrogen 
containing compounds. Typically, the solids, if present in the 
emulsion, Will have an average total surface area of i 1500 
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square microns, more preferably about 25 to about 1500 
square microns, even more preferably about 50 to 1500 and 
most preferably about 100 to about 1500 square microns. 

Sonication is the act of subjecting a system to sound 
(acoustic) Waves. The velocity of sound in liquids is typi 
cally about 1500 meters/sec. Ultrasound spans the frequency 
of about 15 kHZ to 10 MHZ With associated Wavelengths of 
about 10 to 0.02 cm. The invention may be practiced at 
frequencies of about 15 kHZ to about 20 MHZ. The output 
energy at a given frequency is expressed as sonication 
energy in units of Watts/cm2. The sonication provided for in 
the instant invention is typically accomplished at energies of 
about 25 to about 500 Watts/cm2. 

FolloWing the sonication, the sonicated emulsion is sepa 
rated by methods such as centrifugation, gravity settling, 
hydrocyclones, application of an electrostatic ?eld, micro 
Wave treatment or combinations thereof or by any other 
methods knoWn to the skilled artisan for phase separation. 
The oil may then be recovered as a separate phase. Sonica 
tion alone may be suf?cient to separate the emulsion into 
phases or may be combined With another separation method 
or ceased and the emulsion separated by other methods 
knoWn to the skilled artisan for phase separation. 

The process may be conducted at temperatures of the 
Water-in-oil emulsion of about 20 to about 200° C. and at 
pressures from ambient to 200 psig (1480.4 kPa). 

Use of demulsi?ers in the invention is optional. If such 
demulsi?ers are utiliZed, the demulsi?ers may be selected 
from any knoWn demulsi?ers that Will not degrade during 
sonication. Such demulsi?ers can be readily selected by the 
skilled artisan. Typically, the demulsi?ers Will have a 
molecular Weight of about 500 to about 5000, preferably 
about 500 to about 2000 and a hydrophilic lipophilic balance 
of above 9 and preferably from 9 to about 35 and most 
preferably from about 9 to about 15. Demulsi?ers Which Will 
not degrade during sonication Will not contain functional 
groups such as esters or amides. Demulsi?ers Will include, 
but are not limited to those Which contain functional groups 
such as ethers, amines, ethoxylated alcohols, sulfonates and 
mixtures thereof. A particularly preferred demulsi?er is 
phenolformaldehyde. 

The demulsi?er Will be added to the emulsion prior to or 
during sonication. The amount of demulsi?er to be added 
Will range from about 0.1 to about 5.0 Wt % based on the 
amount of the emulsion. Additionally, a delivery solvent 
may be employed. Such solvents may include crude oil 
distillates boiling in the range of about 70° C. to about 450° 
C., alcohols, ethers and mixtures thereof. Thus, the delivery 
solvents may be selected from the group consisting of the 
above. 

One skilled in the art Will recogniZe that use of a demul 
si?er Will serve to loWer the sonication energy necessary to 
break the interfacial ?lm of the Water-in-oil emulsion. 
Hence, it may be desirable to utiliZe a demulsi?er. 
Furthermore, a limited number of emulsions may require the 
use of a demulsi?er due to the strength of the interfacial ?lm. 
Such emulsions Will be readily identi?able to the skilled 
artisan since sonication alone Will not break the emulsion 
sufficiently. 

The delivery solvent Will be present in an amount of from 
about 35 to about 75 Wt % in the demulsi?er. Thus, When 
utiliZed, the delivery solvent Will be included in the 0.1 to 
5.0 Wt % demulsi?er added to the emulsion. 

A particularly preferred demulsi?er is a phenolformalde 
hyde ethoxylated alcohol having the structure 
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H rlr H 
(POLK. (POLK. (POLK. 

(B0)“ (B0)“ (B0)“ 

0 (I) 0 

CH2 CH2 

R R R 

Wherein R is selected from the group consisting of alkanes 
or alkenes from 8 to 20 carbons, E is CH2—CH2 and P is 
—CH2—CH—CH3, n ranges from 1 to 5, m ranges from 0 
to 5 and X ranges from 3 to 9. 
The invention herein described is applicable in re?neries 

as Well as in the emulsion-?ooding ?eld of operations. In a 
re?nery, Water-in-oil emulsions can form during processing 
of oils or may be present When crudes are shipped to the 
re?nery for processing. Re?nery desalter units Would be 
particularly suited for separation of the emulsion once 
sonication is completed to coalese dispersed Water droplets 
and recover oil. 

LikeWise, the invention can be applied to oil produced 
from subterranean formations Where emulsion ?ooding is 
used to produce the oil leaving the oil to then be demulsi?ed 
post-production. 

Techniques for separation of the oil and Water post 
sonication include gravity, centrifugation, electrostatic ?eld 
application, hydrocyclones, microWave, and combinations 
thereof. The sonication Which is utiliZed prior to separation 
may likeWise serve to separate the emulsion, or may be used 
in combination With other techniques for phase separation. 
Such techniques are readily applied by the skilled artisan at 
the conditions necessary to separate the emulsion into an oil 
and a Water phase. For example, centrifugation can be 
conducted at 500 to 150,000 g for about 0.1 to about 6 hours 
or more, and electrostatic ?eld application of about 
500—5000 volts/inch for about 0.1 to about 24 hours or more. 
The invention is applicable to any Water-in-oil emulsion 

especially those containing components such as organic 
acids and solids, and Which may additionally include 
asphaltenes, basic nitrogen compounds and emulsi?ers 
Which are added or naturally present in the emulsion. Thus, 
the oils forming the emulsion may include crude oils, crude 
oil distillates, crude oil resids, or oils derived from plant or 
animal sources such as vegetable oils and animal oils or 
synthetic oils such as silicone oils. The emulsion may 
likeWise include surfactants or other emulsi?ers present in 
the oil or added for forming the emulsion. 
The solids present can be those naturally occurring in 

such oils such as clay, silica, re?nery coke, etc. The solids 
may likeWise have been intentionally added to form the 
emulsion. When solids are present, they contribute to sta 
biliZing the emulsion and such emulsions are referred to as 
solids-stabiliZed emulsions. Solids stabiliZed emulsions are 
dif?cult to demulsify by methods knoWn in the art. 

In the method for determining the strength of an interfa 
cial ?lm, a series of samples of the Water-in-oil emulsion are 
treated by applying to the sample sonic energy. At least three 
samples Will form the series. Typically, at least 3 to 5 
samples, and more preferably at least 3 to 20 samples, and 
most preferably 3 to 10 samples Will be utiliZed. The sonic 
energy is applied to each sample, With each proceeding 
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sample being sonicated at an energy at least about 25 to 
about 50 Watts/cm2 higher than the preceeding sample. Once 
sonication is complete, the oil and Water phases are sepa 
rated and the percent demulsi?ed or Water phase separated 
is measured. A maximum amount of demulsi?cation can 
then be identi?ed and the energy of sonication correspond 
ing to the amount applied to produce the highest quantity of 
demulsi?cation is equivalent to the strength of the interfacial 
?lm of the emulsion. The amount of energy to be applied to 

6 
operating at an output control setting of 4 Was used and 
sonication conducted for 2 minutes. At the control setting of 
4 the output energy is about 150 Watts/cm2. The frequency 
of sonication Was 20 kHZ. 
The invention Was demonstrated using tWo crude oils, 

Kome and Hoosier from West Africa and Canada respec 
tively. Hydrophobic silica sold under the trade name Aerosil 
R 972 by DeGussa Corporation and hydrophobic bentonite 
clay (prepared in the laboratory by exposing divided/ 
delaminated clay to crude oil and air oxidation) Were used as 

10 . . . . . . . 

the ?rst of the Series of Samples is in the range of about 25 the silica and clay solids for sol1ds stabilization of the 60/40 

to 50 Watts/cm2. If the emulsion is not separable, a demul- Water'm'Cmde O11 “P1115109 _ 
si?er should be added. A demulsi?er, hoWever Will be I_n a typlced expenment 30 940 grams of emulslon Were 
Optional in most instances vveighed ‘into graduated centrifuge tubes and treated as 

15 indicted in Table-1. After treatment the tubes Were centri 

The aqueous phase of the emulsion Comprises Water and and the amount Of Water that broke Out Of the emulsion 
may include dissolved inorganic salts of chloride, sulfates recorded 
and carbonates of Group 1 and 2 elements. Organic salts can Control expenments We“? thos? that Were not sublect to 
also be present in the aqueous phase any treatment prior to centrifugation. 

20 Results in Table-1 indicate that sonication by itself and in 
The folloWing examples are meant to be illlustrative and combination With demulsi?er signi?cantly enhance demul 

not limiting in any Way. si?cation effectiveness. 

TABLE 1 

Demulsi?cation of 60/40 Water-in-Crude Emulsion; 

Centrifugation for Coalescence of Dispersed Water 

Demulsi?er Sonication Demulsi?cation 

Crude Oil Water Solids BASF Pluradyne 150 Watts/cmA2 % Brine Breakout 

Korne Kome Brine Silica None None 0 

Korne Kome Brine Silica 0.5 Wt % None 0 

Korne Kome Brine Silica None 2 minutes 31 

Korne Kome Brine Silica 0.5 Wt % 2 minutes 97 

Korne Kome Brine Clay 0.5 Wt % 2 minutes 99 

Hoosier Hoosier Brine Silica None None 0 

Hoosier Hoosier Brine Silica 0.5 Wt % None 37 

Hoosier Hoosier Brine Silica None 2 minutes 50 

Hoosier Hoosier Brine Silica 0.5 Wt % 2 minutes 99 

Hoosier Hoosier Brine Clay 0.5 Wt % 2 minutes 99 

EXAMPLE-1 45 EXAMPLE-2 

Demulsi?cation of 60/40 Water-In-Crude Oil Demulsi?cation of 20/80 Water-In-Crude Oil 
Emulsion StabiliZed by Solids (Centrifugation for Emulsion (Electrostatic Coalescence of Water 

Coalescence of Water Droplets of Emulsion) Droplets of Emulsion) 
The general procedure to prepare a 60/40 Water-in-crude 50 The general procedure to prepare a 20/80 Water-in-crude 

oil emulsion involved adding 0.15 Wt % of solids to the oil 
folloWed by addition of Water or brine and mixing. A 
Silverson mixer supplied by Silverson Machines, Inc. East 
LongmeadoW, Mass. Was used. Mixing Was conducted at 
25° C. and at 400 to 600 rpm for a time required to disperse 
all the Water into the oil. Water Was added to the crude oil 
in aliquots spread over 5 additions. When demulsi?er Was 
used, it Was added to the emulsion at a treat rate of 0.5 Wt 
% demulsi?er formulation based on the Weight of emulsion 
and mixed With a Silverson mixer at 400 to 600 rpm for 10 
to 15 minutes. A phenol formaldehyde ethoxylated alcohol 
demulsi?er formulation sold by BASE Corporation as Plu 
radyne DB7946 Was used to demonstrate the invention. 

Centrifugation Was conducted at 25° C. using a Beckman 
L8-80 Ultracentrifuge at 10,000 rpm (7780 g) for 30 minutes 
to effect separation of the Water and oil phases. Sonication 
Was conducted using a Soni?er Model 350. The pulse mode 

55 

60 

65 

oil emulsion involved addition of Water or brine to the crude 
oil and mixing. A Silverson mixer supplied by Silverson 
Machines, Inc. East LongmeadoW, Mass. Was used. Mixing 
Was conducted at 25° C. and at 400 to 600 rpm for a time 
required to disperse all the Water into the oil. Water Was 
added to the crude oil in aliquots spread over 5 additions. 
When demulsi?er Was used, it Was added to the emulsion at 
a treat rate of 0.5 Wt % demulsi?er formulation based on the 
Weight of emulsion and mixed With a Silverson mixer at 400 
to 600 rpm for 10 to 15 minutes. A phenol formaldehyde 
ethoxylated alcohol demulsi?er formulation sold by BASE 
Corporation as Pluradyne DB7946 Was used to demonstrate 
the invention. 

Electrostatic demulsi?cation Was conducted using a 
model EDPT-128TM electrostatic dehydrator and precipita 
tion tester available from INTER-AV, Inc., San Antonio, 
Tex. Demulsi?cation Was conducted at an 830 volt/inch 
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potential for 30 to 180 minutes at temperatures of 60 and 85° 
C. Sonication Was conducted using a Soni?er Model 350. 
The pulse mode operating at an output control setting of 4 
Was used and sonication conducted for 2 minutes. At the 
control setting of 4, the output energy is about 150 Watts/ 
cm2. The frequency of sonication Was 20 kHZ. 

TWo crude oils, Kome and Hoosier from West Africa and 
Canada respectively Were utiliZed. Hydrophobic silica sold 
under the trade name Aerosil R 972 by DeGussa Corporation 
Was used for solids stabiliZation of the Hoosier oil. 

In a typical experiment 30 to 40 grams of emulsion Was 
Weighed into graduated electrostatic demulsi?cation tubes 
and treated as indicted in Table-1. After electrostatic 
treatment, the amount of Water that separated out of the 
emulsion Was recorded. 

Control experiments Were those that Were not subject to 
any treatment prior to electrostatic demulsi?cation. 

Results in Table-2 indicate that sonication by itself and in 
combination With demulsi?er signi?cantly enhance demul 
si?cation effectiveness. Comparison of results in Tables 1 
and 2 indicate that laboratory centrifugation Was more 
effective in coalescing the Water droplets than the laboratory 
electrostatic desalter. Field electrostatic desalters operating 
at higher electrostatic ?elds are knoWn to improve separa 
tion effectiveness over those observed in laboratory instru 
ments. 

TABLE 2 

8 
centrifugation the amount of brine separating out Was 
recorded. Results are shoWn in Table-3. 

TABLE 3 
5 

Sample # Sonication Energy (Watts/cm2) % Brine Separated 

1 None 44 
2 50 83 
3 100 72 
4 150 44 

1O 5 200 11 

6 250 6 
7 300 6 
8 350 6 

15 The interfacial ?lm strength is in the range of 50 to 100 
Watts/cm2. 
What is claimed is: 
1. A method for determining a strength of an interfacial 

?lm present at an oil-Water interface of a Water-in-oil 
2O emulsion comprising; 

(a) sonicating a series of at least three samples of said 
Water-in-oil emulsion Wherein each of said samples is 
sonicated at an energy of at least about 25 Watt/cm2 

25 higher than the preceeding sample; 
(b) separating each of said sonicated Water-in-oil emul 

sion samples into a Water phase and an oil phase; 

Demulsi?cation of 20/80 Water-in-Crude Emulsion; 

Electrostatic Coalescence of Dispersed Water 

Demulsi?er Sonication Demulsi?cation 

Crude Oil Water Solids BASF Pluradyne 150 Watts/cmA2 % Brine Breakout 

Korne Kome Brine None None None 4 

Korne Kome Brine None 0.5 Wt % None 75 

Korne Kome Brine None None 2 minutes 19 

Korne Kome Brine None 0.5 Wt % 2 minutes 94 

Hoosier Hoosier Brine Silica None None 4 

Hoosier Hoosier Brine Silica 0.5 Wt % None 5 

Hoosier Hoosier Brine Silica None 2 minutes 50 

Hoosier Hoosier Brine Silica 0.5 Wt % 2 minutes 75 

Example for Interfacial Film Strength Determination: 
A 30/70 Water-in-crude oil emulsion Was prepared by 

adding 0.15 Wt % of hydrophobic silica solids to a Tulare 
crude oil folloWed by addition of Tulare brine and mixing. 
ASilverson mixer supplied by Silverson Machines, Inc. East 
LongmeadoW, Mass. Was used. Mixing Was conducted at 
25° C. and at 400 to 600 rpm for a time required to disperse 
all the Water into the oil. The brine Was added to the crude 
oil in aliquots spread over 5 additions. 

The prepared emulsion Was divided into eight samples 6 
g each into eight graduated tubes. 

Sample #1 Was the control sample that Was not sonicated. 
Samples #2, #3, #4, #5, #6, #7 and #8 Were sonicated at 

50, 100, 150, 200, 250, 300 and 350 Watts/square cm 
respectively for 2 minutes each. Sonication Was conducted 
using a Soni?er Model 350 in the pulse mode. 

After sonication samples #1 through #8 Were centrifuged. 
Centrifugation Was conducted at 25° C. using a Beckman 
L8-80 Ultracentrifuge at 2,000 rpm (1550 g) for 30 minutes 
to effect separation of the Water and oil phases. After 

(c) determining the Weight of Water separated for each of 
said samples in said series of samples; 

(d) calculating a Weight percent of Water separated for 
each of said samples in said series of samples said 
Weight percent is the percent demulsi?cation; 

(e) identifying a sample exhibiting maximum percent 
demulsi?cation from said series of samples and the 
energy of sonication corresponding to the said sample 
exhibiting maximum percent demulsi?cation is the 
strength of the interfacial ?lm of the emulsion. 

2. The method of claim 1 further comprising adding 
demulsi?er to said emulsion prior to or during said sonica 
tion step (a). 

3. The method of claim 1 Wherein said demulsi?er is 
selected from demuilsi?ers having a molecular Weight of 
about 500 to about 5000 and a hydrophilic lipophilic balance 
of about 9 to about 35. 

4. The method of claim 1 Wherein said demulsi?er is a 
phenolformaldehyde ethoxylated alcohol having the for 
mula: 

50 

55 

60 
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H H H 

(POM (II’O)m (POLK. 

0 (I) 0 

CH2 CH2 

R R R 

wherein R is selected from the group consisting of alkanes, 
alkenes, or mixtures thereof from 8 to 20 carbons, E is 
CH2—CH2 and P is —CH2—CH—CH3, n ranges from 1 to 
5, m ranges from 0 to 5 and X ranges from 3 to 9. 

5. The method of claim 1 Wherein said demulsi?er com 
prises demulsi?er and about 35 Wt % to about 75 Wt % of a 
solvent selected from the group consisting of crude oil 
distillates, alcohols, ethers or mixtures thereof. 

6. The method of claim 1 Wherein the demulsi?er is 
present in an amount from 0.01 to 5.0 Wt % based on the 
Weight of emulsion. 

7. The method of claim 1 Wherein the oil of said Water 
in-oil emulsion is selected from crude oil, crude oil distillate, 
crude oil resid, vegetable oil, animal oil, synthetic oil and 
mixtures thereof. 

8. The method claim 1 Wherein the method is conducted 
at a temperature of about 20 to about 200° C. 

9. The method of claim 1 Wherein said separation is 
accomplished by centrifugation, hydrocyclones, microwave, 
electrostatic ?eld, sonication, gravity settling and combina 
tions thereof. 

10. The method of claim 9 Wherein said centrifugation is 
conducted using a ?eld Which ranges from 500 to 150,000 
g for a time from 0.1 to 6 hours. 

11. The method of claim 9 Wherein said electrostatic ?eld 
ranges from about 500 to about 5000 volts per inch for a time 
from 0.1 to 24 hours. 

12. The method of claim 1 Wherein said Water of said 
Water-in-oil emulsion contains dissolved inorganic salts of 
chloride, sulfates or carbonates of Group 1 and 2 elements. 
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13. The method of claim 1 Wherein said emulsion contains 

solids. 
14. The method of claim 1 Wherein said solids have an 

average total surface area of <1500 square microns. 
15. The method of claim 13 Wherein said solids are 

selected from the group consisting of hydrophobic silica, 
hydrophobic clay, re?nery coke and mixtures thereof. 

16. The method of claim 15 Wherein said hydrophobic 
clay is hydrophobic bentonite clay. 

17. The method of claim 1 Wherein said sonication is 
conducted at frequencies of about 15 kHZ to about 10 MHZ. 

18. The method of claim 1 Wherein said sonication is 
conducted in continuous or pulse mode. 

19. A method for separation of a Water-in-oil emulsion in 
a process scheme including an on-line sonicator comprising 
the steps of: 

(a) collecting a Water-in-oil emulsion from said process 
scheme; 

(b) sonicating said emulsion, Wherein said emulsion is 
sonicated in a series of at least three samples and 
Wherein each of said samples is sonicated at an energy 
of at least about 25 Watt/cm2 higher than the preceding 
sample; 

(c) separating each of said samples of sonicated Water 
in-oil emulsion into a Water phase and an oil phase; 

(d) determining the Weight of Water separated for each of 
said samples in said series of samples; 

(e) calculating a Weight percent of Water separated for 
each of said samples in said series of samples said 
Weight percent is the percent demulsi?cation; 

(f) identifying a sample exhibiting maximum percent 
demulsi?cation from said series of samples and the 
energy of sonication corresponding to the said sample 
exhibiting maximum percent demulsi?cation is the 
strength of the interfacial ?lm of the emulsion. 

(g) setting the said on-line sonicator to a sonication energy 
level corresponding to the interfacial ?lm strength; and 

(h) sonicating said Water-in-oil emulsion in said on-line 
sonicator set to interfacial ?lm strength; and 

(i) separating said sonicated emulsion into a layer com 
prising Water and a layer comprising oil. 

* * * * * 


